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The Nomenclature of "Condensed Tannins for an overview of a total of 16 known classes). Thus, "proanthocyanidin" is the more inclusive term than "procyanidins".
Whenever referring to (groups of) condensed tannins that cover more than just the (most common) "procyanidin" subclass of "proanthocyanidins", such as in an extract of (mostly or partially) unknown constitution, it is necessary to use the term "proanthocyanidins" (PACs)
rather than just procyanidins (PCs).
Monomers & Linkages
In the literature, monomers are consistently referred to as flavan-3-ols or flavanyl units.
The linkage between multiple flavan-3-ol units (monomers) can be designated as "interflavanyl linkage", "interflavanyl bond", or "interflavonoid linkage".
The term "C-C linked" refers to B-type linkages.
The term "C-C and C-O-C doubly linked" refers to A-type linkages.
Acronyms
In the literature on condensed tannins, the use of acronyms is largely inconsistent.
Frequently, publications including authoritative reviews do not make use acronyms.
A rationale for the acronym in the present study is presented in the summary below.
It shall be noted that acronyms that are pronounceable should generally be preferred. For example, the acronym "OPAC" for an "oligomeric proanthocyanidin" is easier to pronounce than "OPC" for an "oligomeric procyanidin". Considering that the first group actually includes the second, the first is the more practical term and can substitute the second -unless a statement is specifically geared towards the distinction of the various substitution pattern of the flavan-3-ol units.
Summary of Nomenclature Used in the Present Study
The nomenclature and acronyms used in the present study follow the following rationales:
• Use of the general term "proanthocyanidins" to cover the full breadth of all "condensed tannins" (which is the less desirable synonym due to potential confusion with "hydrolyzable tannins") contained in the study plant.
• Grape seed extracts (GSE) contains both procyanidins and prodelphinidins. Hence, when referring to all condensed tannins in GSE, the proper term and abbreviation to use is proanthocyanidins (PACs). However, as the structures described in this study are all procyanidins, it would also be correct to refer to them as procyanidins (PCs).
• Differentiate between oligomers and polymers as the two major subgroups of proanthocyanidins. Considering that the structural complexity of oligomers increases exponentially with the degree of polymerization (see calculations in [5] ), we consider a cutoff of DP<9 as oligomers vs. DP≥10 for polymers as adequate.
• Build acronyms using the key letters in the respective words: 
S4. Determination of the Purity of 1 by qHNMR
Calculation of qHNMR purity (% w/w) of 1 in its isolated form and determination of the relative ratio of major and minor rotamers. Purity of the isolated compound was found to be 88.5% and the relative ratio of major and minor rotamers was 62:38. 
S5. The HiFSA Profile of 1 in PERCH .pms Format
S6. The HiFSA Fingerprint of compound 2
Simulated and experimental spectra of compound 2, procyanidin B1 (PA B1); stacked plots in MestReNova. The simulated spectrum is shown in green and the experimental spectrum in red. Iteration was performed using both the D-mode (overall integral fitting) and the T-mode (total line shape fitting) modules in PERCH NMR software. The experimental 1 H NMR spectrum was recorded on an 800 MHz Bruker instrument at 255 K. The 1D and 2D NMR data along with NMR simulation and literature review allowed the conclusion that compound 2 is procyanidin B1.
S7. The 1 H NMR Data of 2 and its HiFSA profile in PERCH .pms Format
The 
S8. Calculation of the Purity of 2 by qHNMR
Calculation of the qHNMR purity (% w/w) of 2 using the 100 % method. The purity was determined to be 74 %.
NOTE:
Multiple rotamers were not observed in case of compound 2. The PAC like signals observed in parallel are not the signals from the rotamers, but from the structurally related impurities. This can be confirmed from a considerably large difference observed between the coupling constants of the comparable protons.
Mass ( % w/w)
98.39 33.97 74.34
25.66
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S9. The HiFSA Fingerprint of Compound 3
Simulated and experimental spectra of compound 3, procyanidin B3 (PA B3), using stacked plots in MestReNova software. The final simulated spectrum is shown in green and the experimental spectrum in red. The iteration was performed using the D-mode (overall integral fitting) and T-mode (total line shape fitting) modules in the PERCH NMR software. The experimental 1 H NMR spectrum was recorded on an 800 MHz Bruker instrument at 255 K. The 1D and 2D NMR data along with the NMR HiFSA results and review of the literature allowed the conclusion that compound 3 is procyanidin B3. 
